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Materials:
All materials were obtained from Sigma-Aldrich UK or Fisher Scientific and used as received unless stated otherwise. Water used in all experiments was deionized. Cobaloxime boron fluoride (CoBF) was synthesized according to the method of Bakac and Espenson. 1 Tetra-phenyl-cobaloxime boron fluoride was obtained by the same procedure except that dimethyl glyoxime was replaced by diphenyl glyoxime.
Instrumentation:
1 H NMR spectra was recorded on a Bruker DPX-300 spectrometer using chloroform-d (CDCl 3, 99.8% atom D) as the solvent. Chemical shifts are given in ppm downfield from the internal standard tetramethylsilane (TMS).
Matrix-assisted laser desorption/ionization time of flight mass spectroscopy (MALDI-TOF-MS) was conducted employing a Bruker Daltonics Ultraflex II MALDI-TOF spectrometer, equipped with a nitrogen laser delivering 2 ns pulses (337 nm, 25 kV) with positive ion TOF detection. Solutions of trans-2-[3-(4-tert-butylphenyl)-2-methyl-2-propylidene] malonitrile (DCTB) as a matrix (saturated), sodium iodide as cationization agent (1.0 mg mL -1 ) and sample (1.0 mg mL -1 ) in tetrahydrofuran (THF) (50 mL) were mixed, and 0.7 mL of the mixture was applied to the target plate. Spectra were recorded in reflector mode calibrating PEG-Me 1100 kDa. Thermogravimetric analysis was performed (TGA) on a Mettler-Toledo STAR e instrument under nitrogen flow (100 ml min -1 ) at a heating rate of 10 °C per minute. The weight of samples was ~5 mg. Samples were compared to a baseline run without a polymer to confirm validity of TGA curves. The degradation temperature (T d ) was defined as the temperature of 50% loss of the total weight for all curves.
The partition ratio (K D ) of CoBF between monomers and water was determined on an Agilent Cary 60 UV-Vis spectrometer. CoBF dissolved in a monomer was added to water and equilibrated for 1 h at 25 °C. An aqueous phase was isolated and the concentration of CoBF was measured at absorption maxima at 453 nm.
The global and instantaneous conversion values were obtained by gravimetric analysis. All samples were cooled to 4 °C prior to measurements in order to reduce an error caused by evaporation.
Experimental Synthesis of macromonomers:
Macromonomers were synthesized employing a modified method reported by Haddleton and co-workers. 2, 3 The polymerization was carried out in a semi-batch mode employing 500 mL double-jacketed reactor equipped with a RTD temperature probe and an overhead stirrer. Sodium dodecyl sulfate (SDS) (0. 
Synthesis of block and comb copolymers:
Block copolymers were obtained using a protocol originally reported by Moad and Rizzardo. 4, 5 We implemented a continuous two-step procedure which includes the synthesis of macromonomer followed by the chain extension with a second methacrylic monomer. The first step includes the above mentioned synthesis of macromonomer with a modification. After 60 min of the reaction the temperature of reactor was increased to 86 °C and equilibrated for 30 min. Upon completion of the first step solutions of potassium persulfate (KPS) (0.2 g) in 40 mL of water and a monomer (40 mL) were fed into the reactor over 240 min (0.1667 mL min -1 ) using a Harvard Apparatus PHD ULTRA syringe pump. Solutions were deoxygenated with for 30 min prior to use. Samples were taken after the first step (90 min) and every hour afterwards.
In case of comb-like polymers a methacrylic monomer was replaced with an acrylic monomer. Figure S13. SEC chromatograms of the synthesised block copolymers PMMA-co-PIBMA. 
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